, [a] Carina Vidovič + , [a] Ferdinand Belaj, [a] Dmytro Neshchadin,* [b] and Nadia C. Mçsch-Zanetti* [a] chem_201805665_sm_miscellaneous_information.pdf 2 cm -1 . Signal intensities were assigned according to their relative intensities as strong (s) or medium (m). Most medium and weak (w) resonances were omitted. Mass spectra were recorded with an Agilent Technologies 5975C inert XL MSD instrument using the direct insertion technique. Elemental analyses were performed by the Microanalytical Laboratory of the University of Vienna using a EuroVector EA3000.
Characterization of [W 4 O 4 (µ-O) 6 (S-Phoz) 4 ] (5):
[W(CO)(C 2 Me 2 )(S-Phoz) 2 ] (1b) (104 mg, 0.15 mmol) was dissolved in 2 mL CH 2 Cl 2 and a solution of 16 mg pyridine-N-oxide (0.17 mmol) in 1 mL CH 2 Cl 2 and molecular sieve was added. The flask was covered with aluminum foil and the reaction was stirred for 1h before a spatula tip of pyridine-N-oxide was added. After another hour of stirring the color of the mixture turned from green to yellow. The aluminum foil was removed and the flask was stirred for another 24 h before it was dried in vacuo. The residue was taken up in 4 x 0.5 mL MeCN and filtered over Celite. The orange residue was eluted from Celite with CH 2 Cl 2 and dried in vacuo. For the 1 H NMR spectrum the residue was dissolved in the NMR solvent and filtered over Celite. 
In-situ 1 H NMR measurements
Measurements were performed on a Bruker Avance 200 MHz spectrometer with a Hamamatsu high pressure mercury lamp coupled to the probehead via a waveguide and quartz prism. The 362 nm emission band of the lamp was isolated by a set of glass filters.
The sample was exposed to the UV-irradiation by using the internal lamp shutter with an opening time of 150 ms. Samples (3.3 ·10 -3 
Transient absorbance spectroscopy
The experiments were performed with a LKS80 Laser Flash Photolysis Spectrometer Crystal structure determinations
General. X-ray data collection was performed with a Bruker AXS SMART APEX 2 CCD diffractometer using monochromated Mo-K α radiation (0.71073 Å) at 100 K. Semiempirical from equivalents absorption corrections were made. The structures were solved by direct methods (SHELXS-97) and refined by full-matrix least-squares techniques against F 2 (SHELXL-2014/6). [2] A weighting scheme of w = 1/[ 2 (F o 2 )+(aP) 2 +bP] where P = (F o 2 +2F c 2 )/3 was used. The non-hydrogen atoms were refined with anisotropic displacement parameters without any constraints. The H atoms of the phenyl rings were put at the external bisectors of the C-C-C angles at C-H distances of 0.95Å and common isotropic displacement parameters were refined for the H atoms of the same phenyl group. The H atoms of the CH 2 groups were refined with a common isotropic displacement parameter and idealized geometry with approximately tetrahedral angles and C-H distances of 0.99Å. The H atoms of the methyl groups were refined with common isotropic displacement parameters for the H atoms of the same group and idealized geometries with tetrahedral angles, enabling rotation around the C-C bond, and C-H distances of 0.98Å. Further details are given in Tables S1-S2 and in the CIF files.
[W(CO)(C 2 Ph 2 )(S-Phoz) 2 ] · heptane (1c'). The absolute configuration was established by
anomalous dispersion effects in the diffraction measurements on the crystal. The heptane solvent molecules are disordered over several orientations in the large voids built by the complexes. Those which could be located in a difference Fourier map were refined with site occupation factors of 0.25. The C-C bonds were restrained to 1.53Å, their H atoms were included at calculated positions, and the same isotropic displacement parameters were used for these solvent molecules. Crystal data and structure refinement 
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